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[57] ABSTRACT

A phenolic resist without photoadditives achieves en-
hanced sensitivity when exposed to patterned short
wavelength radiation to form a highly crosslinked bar-
rier layer in the exposed regions of the resist surface.
The complementary surface regions are silylated in a
silicon-containing reagent, and the exposed regions are
readily removed by a oxygen RIE plasma. The laser
exposure 1S a reciprocal process allowing precise con-
trol. Pattern definition is enhanced by limiting the expo-
sure and the silylation to the surface of the resist.

6 Claims, 4 Drawing Sheets
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METHOD OF PATTERNING A PHENOLIC
POLYMER FILM WITHOUT PHOTOACTIVE
ADDITIVE THROUGH EXPOSURE TO HIGH
ENERGY RADIATION BELOW 225 NM WITH

SUBSEQUENT ORGANOMETALLIC TREATMENT

AND THE ASSOCIATED IMAGED ARTICLE

This is a continuation of application Ser. No. 423,016,
filed Oct. 18, 1989, U.S. Pat. No. 5,139,925.

TECHNICAL FIELD

The present invention relates to semiconductor pat-
terning and device fabrication, and more particularly to
-microlithography of the type involving exposure, silyla-
tion, and plasma etching, e.g. by oxygen RIE, to selec-
tively remove the non-silylated regions of a resist.

These processes generally start with a single self-

planarizing resist layer, which is exposed to a pattern of
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radiation by direct writing or using an appropriate 20

mask. The exposed layer of resist is then placed in a
silylating vapor environment and silicon is incorporated
into the resist in either the exposed or the unexposed
regions, depending on the process involved.

In one approach, the resist includes, or has additives
containing, functional groups which are capable of
reacting with the silylating reagent and which are either
created or destroyed by illumination, so that silicon
which diffuses into the resist is incorporated only into
either the illuminated or the unilluminated regions.

In another approach, the resist is formulated with a
high concentration of functional groups to which sili-
con binds, and illumination operates only to control the
rate of diffusion of the silylating reagent into the resist.
This latter approach has been widely commercialized as
the DESIRE process, an acronym for *“diffusion en-
hanced silylating resist”.

As a theoretical matter, the rate of diffusion of a
particular silylating agent can depend on the composi-
tion and degree of crosshinking of the resist, on the
presence of certain blocking components in the resist,
the presence or creation of porosity in the resist, the
mobility and reactivity of the silylating reagent and
other factors. For example, one PLASMASK resist

25

30

35

employed for the DESIRE processes, utilizes a 45

diazoquinone component to block permeation of the
silylating agent, so that only the exposed regions, where
diazoquinone 1s destroyed, absorb and incorporate sili-
con. The precise mechanism of blocking has been con-
jectured to rely on thermal crosslinking in the diazoqui-
none-rich regions, which apparently occurs during the
silylating step which is carried out at elevated tempera-
tures. The relatively heavy reagent hexamethyldisila-
zane (HMDS) is employed as a silylating reagent, and
effective differential etch resistance has been attained at
various temperatures under differing conditions, and in
one process 1s attained when the silylation is performed
in a narrow range of temperatures above 140° C. Thus,
the incorporation of silicon may be viewed as a rela-
- tively complex end point of a series of possibly compet-
ing processes in which light exposure may set certain
initial conditions of functionality, porosity and polymer
composition, and subsequent heating and silylating
drive the processes of diffusion, further crosslinking and
chemical attachment or incorporation of silicon.
Various studies have been carried out on commercial
novolac resists to elucidate the mechanisms of exposure
chemistry. There are some suggestions that the photo-
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active compound (PAC) added to such resists is the
primary factor in effective exposure, and that crosslink-
ing occurs only at rather high temperatures, due in part
to reactions with PAC photodecomposition products.
For wet processing applications, the exposure chemis-
try of novolac resists to e-beam and x-ray radiation has
also been explored. The varied and sometimes conflict-
ing effects observed in experiments suggest that various
factors necessary to the achievement of differential
diffusion and the selective incorporation of silicon into
regions of the resist are complex and not readily pre-
dicted.

Thus, while a general range of possible mechanisms
have been discussed, e.g., in U.S. Pat. No. 4,613,398 of
Chiong, practical processes appear to have required
extensive experimentation and adjustment of many con-
ditions to arrive at one particular set of conditions that
result in a sufficient differential rate of silicon incorpo-
ration after exposure to achieve a differential etch rate
effective to transfer the lithography pattern.

OBJECTS AND SUMMARY OF THE
INVENTION

It is an object of the invention to provide an im-
proved resist and method of processing.

It 1s a further object of the invention to provide a
single layer resist and method of selectively silylating
and dry-developing the resist to transfer a positive pat-
tern to a substrate.

These and other desirable features are obtained ac-
cording to the present invention by forming by expo-
sure to a non-damaging fluence of far ultraviolet radia-
tion a crosslinked mask at the surface of a thin film. A
resist 1s exposed to patterned radiation such that the
resist absorbs substantially all radiation at the exposure
wavelength in a surface depth under a few thousand
Angstroms, and crosslinks to be significant level upon
exposure, and such that the crosslinked regions retain
permeability and a functionality for receiving silicon
from a silylating agent, while portions of the film at and
below the crosslinked regions remain substantially free
of silicon.

The resist is spun as a single layer onto a wafer and is
exposed to 193 nm far ultraviolet radiation, resulting in
a pattern of highly crosslinked illuminated regions lo-
calized at the surface of the film.

the exposed wafer is preferably treated, e.g., silylated,
by placing it in an environment of a relatively light and
reactive organometallic reagent, such as a methylated
silylamine, at relatively low temperatures, resulting in
selective incorporation of a barrier metal, such as sili-
con, at the surface. in the uncrosslinked regins. Devel-
opment is effected by passing the silylated coated wafer
though an oxygen RIE plasma which is controlled to
provide a substantially vertical etching profile. Since
crosslinking is localized at the surface, the exposed
regions of resist etch cleanly. Moreover, silylation may
be limited to a surface region, so that neither scattered
radiation nor diffusion of silicon occur at a depth. This
allows sharp etch profiles to be achieved by simply
controlling the etch parameters.

Strict reciprocity was observed with exposure ener-
gies of as low as five to fifty mJ/cm? for various resist
formulations, and no photoactive compound was neces-
sary In the resist. Steep feature profiles were obtained
with 0.3 micron patterns in 1.5y thick resist, and rela-
tively low temperature, fast cycle silylation was
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achieved exhibiting a process stability characteristic of
a single controlling reaction parameter.

BRIEF DESCRIPTION OF THE DRAWINGS

These and other features of the invention will be
understood by reference to the following Figures illus-
trating representative embodiments and results accord-
ing to the teachings of applicant’s invention, taken to-
gether with the description thereof, wherein

FIG. 1 illustrates the steps of one microlithography
- process according to the present invention;

F1G. 2 shows measurements of the silicon depth pro-
file of resists exposed and silyated as in FIG. 1(D);

FIGS. 3A, 3B illustrate liquid dissolution rates in
treated and untreated regions; and

FIGS. 4-6 are photographs of representative etched
resist patterns.

DETAILED DESCRIPTION

A exemplary process according to applicant’s inven-
tion 1s illustrated in FIG. 1, with different stages shown
in schematic sections A-E of a wafer or other substrate
at different processing steps. As shown at (A), a wafer 1
has surface topography features 1a protruding as a re-
sult of earlier material growth, deposition or removal
steps. A resist layer 2 is deposited at stage (B), which in
the discussion below may be a novolac resist, with or
without a photoactive component (PAC), and prefera-
bly having a thickness of about 1-1.5 microns. Resist
layer 2 has sufficient depth to cover the surface topog-
raphy, but is thin enough to permit the patterning of
submicron-scale features. The resist 2 is baked to stabi-
lize the layer and drive off solvent.

At stage (C), the coated wafer 1,2 is exposed to pat-
terned high energy radiation 3 by optical projection
through a mask §, which may, for example, be defined
by an aluminum pattern on a quartz plate. According to
a principal aspect of the present invention, the radiation
1s of a wavelength which is substantially entirely ab-
sorbed in the upper surface region of resist layer 2, and
i1s applied in a total dose which crosslinks of the exposed
surface region 6 to a degree effective to prevent subse-
quent silylation thereof. The fluence is maintained suffi-
ciently low to prevent destructive scission or thermal
effects.

At stage (D), the exposed wafer is placed in a silylat-
ing environment such that a silylating reagent 7 pene-
trates and 1s incorporated into those regions 8 of the
resist which were not exposed to radiation, but does not
diffuse into or below the crosslinked regions 6. Specifi-
cally, reagent 7 penetrates all or partway through film 2
in those areas between the crosslinked regions 6, but the
exposed regions 6 serve as a mask preventing diffusion
of or attachment of silicon.

At stage (E), the silylated wafer is placed in an oxy-
gen reactive ion etching plasma 9 which etches through
the unsilylated crosslinked regions 6 as well as the un-
derlying resist. Strict verticality of the etched walls 10
1s achieved by appropriate adjustment of the etch pa-
rameters.

Several advantages of exposure and processing ac-
cording to the present invention can be understood as
follows. First, by exposing at a short wavelength which
is substantially entirely absorbed at the resist surface,
extraneous exposure due to scattering is localized, and
uncontrolled reflection from the wafer surface is elimi-
nated. Second, by exposing at relatively low fluences,
comphicating factors due to thermal effects and scission

3

10

15

20

25

30

35

45

30

55

65

4

products are reduced. Third, by employing relatively
light or unhindered silylation reagents, lower tempera-
tures and processing times may be used for silylation,
further reducing these complicating factors.

Different aspects of the invention and its range of
application will be understood from the following ex-
amples of resist patterning in accordance with the pro-
cess of FIG. 1.

- The net result of the process 1s a positive resist pattern
with a sharply defined silicon etch barner, and an ex-
posed region which is, except for a shallow skin, essen-
tially unhardened. The exposed regions are readily
etched with a high degree of control by plasma etching.

EXAMPLE 1

A coating of FSC-L was spun onto a substrate to
form a film approximately one micron thick, and was
subjected to a soft prebake at 90° C. for ninety seconds
on a hot plate. Two regimens of exposure were carried
out, each providing a total dose of 60 mJ/cm2at 193 nm.
In the first case, the dose consisted of twenty-four 2.5
mJ pulses; in the second case the dose was delivered as
one hundred twenty 0.5 mJ/cm2 pulses. In each case
silylation was then effected by exposing the film to an
atmosphere of  dimethylsilyl dimethylamine
(DMSDMA) at 12 Torr for one minute at 100° C. The
silylated substrates were then placed in an oxygen RIE
plasma at 20 mTorr and a bias of —200 V for approxi-
mately 40 minutes, to clear the unsilylated portions of
the resist. Line features of half micron width were
formed with sharp profiles in each case.

The resist coating FSC-L is a pure novolac resin, i.e.,
a cresol-formaldehyde copolymer compounded with-
out a PAC, manufactured by Shipley for use as a pro-
tective surface coating, rather than as a photoresist. A
surprisingly high and unexpected crosslinking effect
was observed when the coating was illuminated at the
193 nm wavelength of an Argon Fluoride excimer laser,
and this crosslinking was effective to provide a silyla-
tion barrier for the described process. The novolac
cresol-formaldehyde copolymer was highly absorbent
at this wavelength, and effects due to scattering and
reflection were negligible.

EXAMPLE 2

A coating of MacDermid PR1024 was spun onto a
substrate to form a film approximately one micron
thick, and was subjected to a prebake as described
above. Two regimens of exposure were carried out,
each at a fluence of 2.5 mJ/cm2-pulse. Total dosage of
50 and of 40 mJ/cm? were delivered. The 50 mJ/cm?
exposure was treated with DMSDMA at 90° C. for one
minute at 12 Torr. The resist exposed at 40 mJ/cm?2 was
silylated with DMSDMA at 80° C. for five minutes at a
pressure of 10 Torr. Etching was performed as in Exam-
ple 1. A regular array of 0.4 micron wide lines was
formed with clear resolution.

EXAMPLE 3

A resist material (SAL 601 of Shipley) which is com-
pounded for electron beam lithography was coated on a
substrate to a depth of approximately one micron. The
material was a novolac based resist which contained an
organohalide compound as an acid-generating species,
and also contained an acid-catalyzed crosslinking agent.
After curing, the resist was exposed at a fluence of 2.5
mJ/cm-pulse to a total dose of 10 mJ/cm? of 193 nm
radiation. Silylation of the exposed wafer was carried
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out in trimethylsilyldimethylamine (TMSDMA) for one
minute at 140° C. and a pressure 30 Torr. Removal of
unsilylated material was achieved in an RIE under ap-
proximately the same conditions as in the above two
examples. Excellent contrast and submicron feature
definition were obtained. |

6

surface crosslinking for pattern formation in different
resists. Table 1 sets forth a number of representative
process conditions, giving the laser fluence per pulse of
the 193 nm Argon Fluoride excimer laser used for expo-

Fluence
Resist  (mJ/cm? pulse)
FSC-L 2.5
150-g 2.5
150-g 2.5
FSC-L 2.5

5 sure, the total dose, the reagent used for silylation and
the silylation conditions.
TABLE 1
Dose (mJ/cm?) Si Reagent Temp(C)  Time  Pressure (Torr)
100 DMSDMA 22 5 min 100
100 HMDS 140 1 min 70
250 HMDS 160 2 min 30
20 DMSDMA 100 10 sec 10

Using the same exposure regimen, the resist was sily-
lated with DMSDMA for one minute at 100° C. and a
pressure of 10 Torr. In this case, etching was performed
with a two-step process. Prior to an oxygen RIE
plasma, the sample was etched for two minutes in a
mixture of 80% oxygen, 20% CF4 with a bias of
— 100V, The reactive fluorocarbon pre-etch resulted in
a clearer final product, with less residue, e.g., grass, in
the exposed areas. In this, and certain other experi-
ments, the presence of grass was occasionally noted,
particularly in samples which had been stored after
silylation and before etching. A dilute dydrofluoric acid
liquid post-etch was also found effective to clear up this
problem.

EXAMPLE 4

Using the resist coating of Example 3, a set of four
specimens were prepared to assess the degree of cross-
linking attained in the exposure step. FIG. 2 shows the
Rutherford Backscattering Spectra (RBS) of the four
specimens, with exposure doses of 0, 5, 10 and 30
mJ/cm? shown respectively by the curves labelled W,
X, Y and Z. These curves reveal excellent selectivity
between exposed and unexposed portions of the resist,
and indicate that full saturation 1s attained at or below
the 10 mJ/cm? exposure level.

EXAMPLE 5

Using the resist coating of Example 2, a pair of speci-
mens were produced and the resist thickness was moni-
tored by an interferometric technique during dissolu-
tion to determine the thickness of the exposed layer.
FIG. 3A shows the interferogram for an unexposed
region of resist. The etch proceeds at an apparently
uniform rate, clearing five half wavelengths in under
forty seconds, entirely removing the resist. FIG. 3B
shows a corresponding curve for a region of the resist
exposed at 150 mJ/cm2. Over the course of 250 seconds,
the etch reveals no peaks, indicating a negligible mate-
rial removal rate, totalling under a half wavelength.
Thereafter, all material 1s removed at the same rate as
for the unexposed portion shown in the initial portion of
the curve of FIG. 3A, clearing the full thickness in
approximately forty seconds. This indicates that sub-
stantially all crosslinking occurs in a thin region local-

ized at the top of the resist, and that the portion of resist 60

below the top layer is essentially unaffected by expo-
sure. The substantially unlinked condition of the bulk of
the resist accounts for the excellent contrast and ease of
clearing of the resist below the exposed portions.

EXAMPLE 6

A series of exposures followed by silylation and etch-
ing were carried out to determine the efficacy of 193 nm
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Comparing the first and last entries, it is noteworthy
that, with the same fluence and silyating reagent, stron-
ger silylating conditions require a greater laser exposure
dose to achieve an appropriate level of contrast In par-
ticular, with silylation of 10 seconds at 10 Torr, a rela-
tively low dose of 20 mJ/cm? was effective, whereas
under stronger silylation conditions of 5 minutes at 100
Torr, comparable selectivity was achieved only with
the greater 100 mJ/cm? exposure. The silyation temper-
ature was substantially lowered to achieve suitable sta-
bility in the latter process. Similarly, with 150-g, a range
of conditions were found suitable, with stronger silyla-
tion conditions requiring increased exposure (from 100
to 250 mJ/cm?).

In general, the appropriate exposure levels varied
among the resists, with the acid catalyzed special resists
requiring the lower exposures, between 5 and 20
mJ/cm2. Typical exposure levels for the FSC materials
and the PR1024 were 30 to 75 mJ/cm?, and 50 to 150
mJ/cm?2, respectively. For Plasmask and for 1400 series
resists a 100 mJ/cm? dose was typical. A significant
feature of these exposures was that using the 193 nm
radiation to effect crosslinking at the surface, the expo-
sures were found to be highly reciprocal so long as the
fluence was maintained substantially below the ablation
threshold for the resist.

As regards the silylation conditions, DMSDMA
proved the most versatile, with typical times of 1 to 3
minutes at 100° C. This reagent also proved effective at
quite low temperatures (25° C.) at longer times. For
TMSDMA, a 1 to 3 minute silylation at 140° C. was
typical, and for hexamethyldisilazane (HMDS) 5 min-
utes at 160° C. was typical. As noted above, for milder
silylation conditions, lower levels of exposure were
found effective.

Once it was discovered that levels of cross-linking
which blocked silylation could be achieved by such
exposure in a range of resists, including novolac coat-
ings without any photoactive additives, the following
general methodology was developed to achieve an ef-
fective pattern by silylation and dry etching techniques.
First, a given resist was placed in a silylating atmo-
sphere and a range of conditions were tried to deter-
mine the optimum parameters necessary to achieve an
effective barrier against plasma etching. Next prior to
silylating at the optimum silylating parameters, a series
of laser exposures at different doses were made on a set
of coated substrates. This series served to determine the
minimal exposure which produced a level of crosslink-
ing effective to block silylation in the exposed areas. A
suitable set of steps for positive silylation resist pattern-
ing was then selected to be an exposure level not sub-
stantially above the minimal blocking exposure, fol-
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lowed by silylation at the optimum silylating parame-
ters.

This methodology was found to provide effective
exposure regimens for positive silylation resist pattern-
ing in a broad range of resists, including resists which
had been generally used as negative silylation resists in
earlier liquid etch processes. Patterned resists were also
exposed using 215 nm ultraviolet light from a Deute-
rium lamp, with similar results, confirming the suitabil-
ity of a highly absorbed, very short wavelength expo-
sure source for this method. The resist absorbance at
these wavelengths was estimated to be two to ten times
greater that the absorbance of resists at the 248 nm
wavelength previously employed in some silylation
processes.

FIGS. 4 through 6 show scanning electron micro-
graphs of resists exposed and etched according to the
present invention. FIG. 4 shows a pattern of 0.3 micron
features formed as in the first set of conditions described
in Example 1. This particular specimen was “prebaked”
prior to the actual silylation, for ten minutes on the 100°
C. stage in the silylation chamber. Prebake times of two
minutes were more commonly used for other samples.

FIG. 5 shows a regular pattern of 0.5 micron lines,
spaces and ninety-degree elbows formed in a resist
under the second set of exposure conditions described in
Example 1 above.

FIG. 6 shows a pattern of 0.4 micron lines and spaces
formed in a resist under the first set of conditions de-
scribed in Example 2 above.

In each case, very clear patterns having steep walls
and a high aspect ratio were achieved.

The foregoing examples all deal with films which are
formed by spin-coating, but the invention contemplates
other methods of applying a resist film. In particular,
the film may be dry-deposited on the substrate as a
polymer resist film formed from a suitable precursor,
such as phenol, 1n a plasma chamber. In the deposition
process, other species may be provided to assure suit-
able functionalities for crosslinking upon exposure.
Basic plasma-deposited phenol-denived polymers have
been found to silylate readily to a sufficient extent for
lithography. |

This completes a description of selective silylation by
photoinduced crosslinking processes of the invention,
which have been described with respect to illustrative
embodiments in a range of materials. The invention
being thus described, variations and modifications will
occur to those skilled in the art, and such variations and
modifications are considered to be within the scope of
the invention, as defined as the claims appended hereto.

What 1s claimed is:
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1. A method of patterning a substrate compnsing the
steps of |

depositing a film of phenolic polymer on the sub-

strate, said film being a surface coating compound
which is free of photoactive additive,

exposing a pattern in the film to high energy radiation

having a wavelength below approximately 225
nanometers creating a pattern of exposed and non-
exposed regions, the exposed regions in the film
having reduced permesbility due to crosslinking
within the polymer,

diffusing an organometallic agent into the film which

is absorbed into the nonexposed regions such that a
metal is deposited creating an etch resistant barrier
therein, and

etching the film to selectively remove portions of the

film in said exposed regions,

absence of a photoadditive enhancing diffusivity in

unexposed regions of the film and crosslinking in
exposed regions whereby said etching produces a
surface pattern of enhanced definition in a low
temperature microlithographic process.

2. The method of claim 1, wherein said step of depos-
iting a film 1s achieved by forming the phenolic polymer
film on the substrate in a plasma chamber, said phenolic
polymer film including functionality for crosslinking
upon exposure to ultraviolet radiation.

3. The method of claim 1, wherein said high energy
radiation is absorbed by the film such that crosslinking
occurs only within a depth of substantially under 0.2
microns of the surface.

4. The method of claim 3, wherein the step of etching
includes controlling parameters of the plasma etch to
achieve steep side walls of exposed features.

5. A resist film formed of a phenolic polymeric base
material having a thickness of under approximately five
microns and not including a photoactive compound,
said resist film having a pattern of crosslinked regions
and a complementary pattern of uncrosslinked regions
with an etch barrier metal selectively incorporated in
said uncrosslinked regions, said crosslinked regions
being localized at the surface thereof by exposure to
high energy radiation at less than approximately 225
nanometers wavelength in a dose effective to prevent
incorporation of the barrier metal therein, absence of
photoactive compound rendenng said film diffusive to
the etch barrier metal and more sensitive to said radia-
tion thereby enhancing definition of said crosslinked
and uncrosslinked regions.

6. A resist film according to claim 8, wherein said
etch barner metal is incorporated by diffusion of a rea-
gent through only a surface portion of said complemen-

tary pattern.
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